Materials
Reagents and solvents were purchased from commercial suppliers and used without further modification unless specified. L-LA was recrystallised in dry toluene three times and stored under argon prior to use. 4-methylbenzyl alcohol was recrystallised in diethyl ether and stored under argon. All dry solvents were used directly from an MBraun solvent purification system and dried further over molecular sieves (3 Å) . 1 H NMR spectra were collected using a Bruker Avance 400 or 500 Hz spectrometer.
Chemical shifts (δ) are expressed in parts per million (ppm) and relative to residual protonated solvent. Coupling constants are expressed in Hertz (Hz). Notation of signals are as follows: s = singlet, d = doublet, t = triplet, q = quartet and m = multiplet. Attenuated total reflectance infra-red (ATR-IR) spectra were recorded on a PerkinElmer Spectrum 100 FT-IR spectrometer.
CHN microanalysis was carried out at the Science Centre at the London Metropolitan University by Mr. Stephen Boyer. Inductively coupled plasma-Optical Emission Spectrometry (ICP-OES) was conducted by Exeter Analytical.
Scanning Electron microscopy (SEM) and Energy Dispersive X-Ray (EDX) analysis were performed on a JEOL JSM-6480LV SEM spectrometer, with an Oxford INCA X-ray analyser. A low vacuum mode was applied to the samples for EDX, using a back scattered electron (BSE) detector. The samples were gold coated (70 nm) prior to SEM imaging in high vacuum mode, using a secondary electron detector.
Thermogravimetric analysis (TGA) was performed on a Setaram Setys Evolution TGA 16/18 between 30 and 600 °C (10 °C/min) under a flow of argon.
Differential Scanning Calorimetry (DSC) analysis was conducted using a TA Instruments DSC Q20 instrument. After holding at 40 °C, the polymer sample was heated to 200 °C at a heating rate of 10 °C/min. The sample was held at 200 °C for 1 minute then cooled to 40 °C once more at 10 °C/min, where it was held for a further minute. A second heating S4 cycle was performed, heating the sample at 5 °C/min to 200 °C. The Tm value was obtained from the second cycle.
Size exclusion chromatography (SEC) data was collected using an Agilent 1260 Infinity Gel Permeation Chromatography (GPC) instrument equipped with PLgel 5 μm MIXED-D column (300 × 7.5 mm) at 1 μl min -1 flow rate at 35 °C, using the desired sample dissolved in THF (1 mg ml -1 ). Mn and Mw data was calculated using refractive index (RI) methods against polystyrene standards, and the values were corrected by multiplying by 0.58 and 0.56 to account for PLA and PCL, respectively. 1, 2 Molecular weights for PDL were reported relative to polystyrene standards. Matrix-assisted laser-desorption time-of-flight (MALDI-ToF) analysis was performed using a Bruker Autoflex speed instrument using a DCTB matrix (trans-2-[3-(4-tertbutylphenyl)-2-methyl-2-propenylidene]malononitrile) and NaTFA to ionise the sample. Attenuated-Total-Reflection-Fourier-Transform-Infra-Red (ATR-FT-IR) monitored ROP of L-LA with immobilised catalysts was carried out using a model IN350-T IR probe, connected to a Bruker Matrix-MF spectrometer. Data was processed using Opus 7.5 software (Bruker), with further processing performed in Microsoft Excel.
Synthesis of complexes 2.1 Synthesis of immobilised metal Schiff-base complexes
Scheme S1. Synthetic route to the immobilised ligands on (chloromethyl)polystyrene (PS) resin.
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Following the literature procedures: In a typical PS functionalisation, a commercially available (chloromethyl)polystyrene resin, crosslinked with 5.5% DVB (divinylbenzene) (Merrifield's resin, 5.5 mmol g -1 , 11 mmol), and NaHCO3 (11 mmol) were stirred in DMSO (20 mL) at 155 °C for 6 hours. The solvent was removed by vacuum filtration, and light-yellow PS-CHO beads were washed with DMSO until the filtrate ran clear. The PS-CHO beads were dried in vacuo at 100 °C for two hours.
PS-CH2Cl starting material IR (ATR, cm -1 ) 2919 ν(C-H), 1604 ν(C=C),1264 ν(C-Cl),
PS-CHO IR (ATR, cm -1 ) 2918 ν(C-H), 2746 ν(C-H, aldehyde), 1697 ν(C=O), 826 ν(C=C). PS-CHO (29.02 g/mol): calcd. C 83.10, H 6.99, N 0.00, O 9.91; found C 56.46, H 6.16, N 0.00. Loading: calcd. 6.20 mmol/g; found 6.20 mmol/g. 100% yield.
PS-CHO (5.5 mmol) was then stirred with the appropriate amine (5.5 mmol) in ethanol at reflux for 6 hours, to produce ligand PS-HL H . The orange product was collected by vacuum filtration, washed with ethanol until the filtrate ran clear, then dried in vacuo at 50 °C for two hours. PS-HL H (1.7 mmol) was stirred with a metal carboxylate source (1.7 mmol) in methanol (15 mL) under reflux for 6 hours. The complex was collected by vacuum filtration and washed with methanol until the filtrate ran clear, then dried in vacuo at 50 °C for two hours. ZnOAc Loading: calcd. 1.94 mol/g; found 1.94 mmol/g. 100% yield. The immobilised amine ligands were synthesised as follows: Aminomethyl(polystyrene) (1 g, 4 mmol/g, 4 mmol) was stirred with the appropriate catechol (4 mmol) in CH3CN (10 mL) at reflux for one hour. The mixture was then cooled to room temperature and stirred for a further three hours. The resulting product PS-HL H red was a green powder, characterised by IR. 
PS-HL

PS-L H
PS-L
PS-L Cl SnOAc
IR (ATR, cm -1 ) 2921 ν(C-H), 1698 ν(remaining C=O), 1602 ν(C=N), 1571 ν(complexed COO -), 1264 ν(C-N), 1213 ν(C-O), 1448 ν(C-H, methyl), 842 ν(C-Cl), 826 ν(C=C). PS-
PS-L Cl
PS-HL
H red IR (ATR, cm -1 ) 3358 ν(O-H), 3023 ν(N-H), 2922 ν(C-H), 1596 ν(C=C), 1484 ν(C=C), 1254 ν(C-N), 1028 ν (C-O). PS-
S10
Complexation of the amine tethered ligands were achieved as with the Schiff-base complexes. 
PS-L H redZnOAc IR (ATR, cm
-1 ) 2952 ν(C-H), 1552 ν(complexed COO -), 1489 ν(C-N), 1441 ν(C-H, methyl), 1256 ν(C-N), 1018 ν(C-O). PS-C9H10NO3
PS-L H redSnOct IR (ATR, cm
-1 ) 2922 ν(C-H), 1580 ν(complexed COO -), 1475 ν(C-N), 1450 ν(C-H), 1241 ν(C-N). PS-
PS-L tBu redZnOAc IR (ATR, cm
-1 ) 3024 ν(N-H), 2924 ν(C-H), 1601 ν(C=C), 1566 ν(complexed COO -), 1450 ν(C-H, methyl), 1305 ν(C-N), 1026 ν(C-O). PS-C17H26NO3Zn
Synthesis of 2,4-di-tert-butyl-6-aminophenol
Aqueous ammonia (3.61 mL, 32.8 mmol) was added dropwise to a dark yellow solution of 3,5-di-tert-butyl-o-benzoquinone (1 g, 4.6 mmol) in methanol (12 mL), and the reaction was left to stir at room temperature for 15 minutes. The reaction turned dark red, and on addition S11 of NaBH4 (0.1717 g, 4.6 mmol) the reaction instantly turned a light orange colour. The mixture was stirred for 10 minutes, after which the reaction was quenched with DI water and a light yellow/green product precipitated out. The product was separated out between diethyl ether and DI water, and the combined organic phases were dried with Mg2SO4. The solvent was removed in vacuo to give a yellow/orange crude product which was washed with pentane to dissolve out any impurities. The product was dried under vacuum for 1 hour (54%). 
Synthesis of 2,4-dichloro-6-aminophenol
2,4-dichloro-6-nitrophenol (1g, 5 mmol, 1 equiv.) was stirred under reflux in ethanol (20 mL) with SnCl2.2H2O (5.42 g, 25 mmol, 5 equiv.) for 30 minutes. The solution was then cooled to room temperature, then poured into ice (50 mL). NaHCO3 was added to neutralise the mixture.
The residual white solid was removed by vacuum filtration, and the filtrate was washed with ethyl acetate (3×30 mL) to extract the organic phase. The combined organic phases were washed with brine (3×20 mL), then dried with MgSO4. The latter was removed by gravity filtration, and the solvent was removed in vacuo to produce an off-white solid (35%). 
Ring-opening Polymerisation (ROP) procedures
Melt ROP of L-lactide (L-LA) with immobilised catalysts
A 50:1:1 ratio of L-Lactide (1 g, 6.9 mmol), 4-methylbenzyl alcohol and the catalyst were added to a Schlenk flask and stirred at 130 °C for the required reaction time. Once complete, the polymerisation was quenched with technical grade n-hexane (1 mL) to precipitate the polymer, and the reaction was dissolved in dichloromethane (DCM, 10 mL). The heterogeneous catalysts were recovered from the solubilised polymer via vacuum filtration, 
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Solution phase ROP of L-LA with immobilised catalysts
A 50:1:1 ratio of L-Lactide (1 g, 6.9 mmol, 0.69 M), 4-methylbenzyl alcohol and the catalyst were added to a Schlenk flask and stirred at 80 °C in dry toluene or tetrahydrofuran (THF, 10 mL) for the required reaction time. Once complete, the polymerisation was quenched with analytical grade n-hexane (1 mL), and the immobilised catalysts were recovered via vacuum filtration. The solvent was removed in vacuo, yielding the crude polymer. Analysis of the crude polymer by 1 H NMR (400 MHz, CDCl3) gave the conversion of monomer to polymer. 
Sheldon test for heterogeneity
Calculation of loading and elemental % composition
a. Starting from 1 g PS-CH2Cl resin (5.5 mmol/g), the weight of PS in the resin must be calculated: A.
B.
S24 ). c As determined by SEC (THF) using RI methods, relative to polystyrene standards (multiplied by a factor of 0.58, rounded to the nearest 50). 1 d Result obtained after 2.5 hours. 
Polymerisation data
Size Exclusion Chromatography (SEC) traces
13.
Polymerisation data from reuse study 
100
). c As determined by SEC (THF) using RI methods, relative to polystyrene standards (multiplied by a factor of 0.58, rounded to the nearest 50). 1 
14.
Catalyst Scope ). c As determined by SEC (THF) using RI methods, relative to polystyrene standards (multiplied by a factor of 0.58, rounded to the nearest 50). 1 ). c As determined by SEC (THF) using RI methods, relative to polystyrene standards (multiplied by a factor of 0.58, rounded to the nearest 50). 1 
